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Experimental Procedures
General Methods. 2H-Azirine 5 was prepared in situ from -azido t-butyl acrylate.
8 All other reagents were purchased and used without further purification. Solvents employed in reactions were dried: CH 2 Cl 2 was freshly distilled under CaH 2 and toluene was submitted to simple distillation to remove the head fraction. Petroleum ether 40-60ºC used in flash chromatography was previously distilled, and all other solvents were used as purchased. Glassware was dried prior to use. Compounds were purified by dry flash chromatography, using silica 60 <0.063 mm as the stationary phase and water pump vacuum. TLC plates (Silica Gel 60 F254, Macherey-Nagel) were visualized either at UV lamp or in I 2 . 1 H NMR and 13 C NMR were run on a Varian Unity Plus 300, or Brucker Avance III 400 or Bruker BioSpin GmbH spectrometers. Infrared spectra were recorded on a Bomem MB 104. Samples were run as nujol mulls and oils as thin films.
Melting points are uncorrected. MS spectra were recorded on a VG Autospec M.
spectrometer. 
Camphanoate derivative of compound (-)-7
To a solution of (-)-7 (0.011 g; 0.045 mmol) in dry CH 2 Cl 2 (6 mL) was added DMAP (4 mg), triethylamine (98 μL) and (S)-camphanic acid chloride (22 mg; 0.09 mmol). The reaction was stirred at rt for 40 min. The solvent was removed by reduced pressure; the residuum was dissolved in ethyl acetate (10 mL), filtered through a pad of silica and washed with ethyl acetate (2 × 10 mL). The filtrate was concentrated, giving a yellow oil (0.018 g; 96 %), which proved by 1 H NMR to be an unique diastereomer. 
Camphanoate derivative of compound (+)-7
S5
To a solution of (+)-7 (0.025 g; 0.11 mmol) in dry CH 2 Cl 2 (13.5 mL) was added DMAP (9 mg), triethylamine (178 μL) and (S)-camphanic acid chloride (50 mg; 0.22 mmol).
The reaction was stirred at rt for 30 min. The solvent was removed at reduced pressure and the residuum was dissolved in ethyl acetate (10 mL), filtered through a short pad of silica, and washed with ethyl acetate (2 × 10 mL). Filtrate was concentrated, giving a yellow oil (0.019 g; 41 %), which proved by 1 H NMR to be a single diastereomer.
H (400 MHz, C 6 D 6 ) 0.76 (3H, s, CH 3 ), 0.87 (3H, s, CH 3 ), 0.91 (3H, s, CH 3 ), 1.26 (2H, dt, J 10.0, 4.8 Hz, H-8'), 1.33 (9H, s, 3×CH 3 ), 1.72 (1H, ddd, J 13.6, 9.0, 5.0 Hz, H-9'), 1.82 (1H, s, H-1'), 2.05 (1H, s, H-1'), 2.10 (1H, ddd, J 13.4, 10.2, 4.9 Hz, H-9'), 2.31 (1H, dd, J 18.4, 6.5 Hz, H-5), 2.74 (1H, dtdd, J 18.4, 3.3, 2.3, 1.3 Hz, H-5), 3.66 (1H, br s, H-2), 3.87 (1H, dd, J 11.2, 4.4 Hz, H-2'), 4.28 (1H, dd, J 11.1, 6.9 Hz, H-2'), 4.94 (1H, dm, J 10.4 Hz, H-3), 5.36 (1H, dddd, J 10.3, 6.6, 3.0, 2.2 Hz, H-4) ppm.
Conversion of (+)-8 into (-)-7
To a solution of a 3:1 mixture of (+)-8 and (-)-7 (0.122 g; 0.50 mmol) in acetone (1.6 mL) and water (0.2 mL) was added N-methylmorpholine (81 μL; 0.75 mmol), and the reaction mixture stirred for 3h at rt, then diluted with CH 2 Cl 2 (10 mL) and washed with water (2 × 10 mL). The organic layer was dried over MgSO 4 , filtered and concentrated under reduced pressure, giving compound (-)-7 (0.112 g; 99 %). 
